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Figure S1: Selected distances from the production MD run for the 1DFMN-YtvA.
Ps
π H π L Figure S2 : Frontier orbitals for QM region 1 of the 1DFMN chromophore. Figure 4 of the manuscript. The energy gap between S 1 and S 0 states is 0.14 eV. b Conical intersection illustrated on the right side of Figure 4 of the manuscript. The energy gap between S 1 and S 0 states is 0.07 eV.
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Figure S4: Overlay of QM/MM optimized geometries of the five snapshots of 5DFMN-LOV complex. For clarity, only atoms from the QM region are shown. Table S5 : DFT/MRCI vertical singlet and triplet excitation wavelengths λ (nm) at the QM/MM B3LYP/CHARMM ground-state equilibrium geometry for three snapshots of adduct 3 of 5DFMN-YtvA. The average values are also listed together with the available experimental data. The dominant excitations are specified, and oscillator strengths are given in parentheses. 
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Emission and excitation spectra of 5DFMN-LOV at various wavelengths
The fluorescence spectra shown below yield evidence for the fluorescence of the photoproduct: top left, excitation at photoproduct maximum, mostly giving the fluorescence emission maximum of the dark state (λ em ≈ 450 nm) with a shoulder around 400 nm; bottom left, excitation at shorter wavelength (325 nm) causes an increase of the 400 nm-component. Top right, detection at 450 nm yields emission spectrum of the dark state; bottom right, detection at 400 nm provides emission spectrum unlike dark state, similar to the photoproduct absorbance spectrum (note low emission intensity). 
